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Synthesis of [U{η 8 -C 8 H 6 -(1,4-Si i Pr 3 ) 2 }(η 5 -Cp*)O] (3):
In an Ar glove-box, a Young's ampoule was charged with 620 mg (0.72 mmol) [U{η 8 -C 8 H 6 (1,4-Si i Pr 3 ) 2 }(η 5 -Cp*)(THF)} (1). This was dissolved in ca 15 mL benzene with vigorous stirring to give a dark black-brown solution which was treated at RT with 94 μL of t BuNCO (d = 0.868 mg/ mL, 0.82 mmol, 1.1 mol eq), resulting in a colour change to dark brown-red. The reaction mixture was allowed to stir for 2 hours and volatiles were removed in vacuum slowly with the help of a 45-55 ºC water bath and the brown residue dried. This was dissolved in ca 10 mL of n-C 5 and the solution placed in a lukewarm water bath (35-45 ºC) before carefully evacuating volatiles over ca. 10 min while maintaining the temperature of the water bath. This was repeated three times. The resulting solid was dissolved in TMS 2 O with gentle heating and filtered hot. The volume of this solution was slowly reduced under vacuum to ca. 1-2 mL upon which time crystals started forming. It was placed in a -45 ºC freezer overnight before the crystals were isolated by filtration and washed with cold (-80 ºC) nC 5 to give a first crop of the title compounds. The combined washings and mother-liquor produced a second crop upon cooling at -35 ºC in a glovebox freezer, while a third crop was obtained by removing the volatiles of the supernatant of the second crop, redissolving in SiMe 4 /nC 5 (ca 2:1 ~2-3 mL), slowly evaporating in an Ar box (ca 1mL) and refrigerating at -35 ºC. Crystals suitable for X-ray diffraction were grown from a saturated solution of (3) in SiMe 4 /nC 5 . Combined yield: 320 mg (55%). 1 H-NMR δ(C 6 D 6 ): -6.18 (br s, 18H, CH(CH 3 ) 2 ), -5.04 (br s, 6H, CH(CH 3 ) 2 ), 0.71 (br s, 18H, CH(CH 3 ) 2 ), 2.54 (br s, 15H, C (1) were dissolved in d 8 -toluene (ca. 1 mL) in a 50 mL Young's ampule with a capillary sidearm, connected to a Töpler line and degassed at -78 ºC for 5 minutes. This solution was treated with exactly 0.5 mol eq of N 2 O at this temperature with stirring and the reaction was left to equilibrate at RT over 2 hours to produce an intense red solution. 1 H-NMR spectroscopy showed conversion to (6) in ca. 90%. Volatiles were removed in vacuum and the red residue was dissolved in t BuOMe (ca. 5 mL) and upon cooling at 5 ºC produced crystals of the title compound as the t BuOMe solvate that were isolated by filtration and dried in vacuum. Yield: 140 mg (79.1%). Spectroscopic data were identical to the ones previously reported. NOTE: If an excess of N 2 O is used, the reaction yields brown green solids that are insoluble in organic solvents.
NMR scale reaction of (3) with (1): A Young's NMR tube was charged with 15 mg (0.0186 mmol) of (3) and 16 mg (1 mol eq) of (1) and the two solids were dissolved in C 6 D 6 and the NMR spectra recorded.
Reaction of (1) with SiMe 3 NCO (7): 25.7 mg (0.030 mmol) of (1) were dissolved in C 6 D 6 in a Young's NMR tube and were treated at RT with 4 μL (1 mol eq, d = 0.859 mg/μL) to yield almost instantly a deep red solution. The spectra were recorded and are identical to those reported below for the independent synthesis of (7). Synthesis of NaOSiMe 3 : A suspension of NaH (723 mg, 30.1 mmol) in toluene (20 mL) placed in a high pressure ampoule was treated with a solution of 2.26 g (25.1 mmol) of degassed and dried overnight over 4Å molecular sieves Me 3 SiOH (purchased from Aldrich) in toluene (20 mL) dropwise at 0 °C over ca. 30 min. After the addition was complete the reaction mixture was let to warm at RT before being placed under partial vacuum and heated at 85 °C in a thermostated oil bath overnight. It was then filtered via canulla and the volatiles removed to afford a gummy solid. This was dissolved in the minimum amount of n-pentane (5-10 mL) and refrigerated at -45 °C over 48 hrs before the crystals were isolated by filtration at -80 °C, washed with cold (-80 °C) n-pentane (2 x 5 mL) and dried in vacuum. Yield: 1.2 g (50%). (8) and NaOTMS were placed in a Young's ampoule in an Ar glovebox and THF (ca 5 mL) was added at RT and the mixture let to stir for 30 minutes. Volatiles were removed in vacuum and the bright red residue was dried in vacuum. It was taken in SiMe 4 (ca 10 mL) before being filtered through a small plug of Celite in a filter pipette. The solution was let to evaporate slowly to almost dryness before being placed at -35 ºC to produce the title compound as red crystals. 
Discussion of the molecular structure of (7):
Crystals suitable for single crystal XRD were obtained from the absolute minimum of SiMe 4 (ca. 0.5 mL). An ORTEP diagram of its molecular structure is presented in Figure SI1 . Figure SI1 : ORTEP diagram of the molecular structure of (7) displaying 50% probability ellipsoids Hydrogen atoms and i Pr groups have been omitted for clarity. Selected bond lengths (Å) and angles (º):
The only salient feature of this molecular structure is the rather long U-O bond distance compared to [U{OSi(Mes) (9): 320 mg (0.38 mmol) of (1) and 26 mg (1.02 mol eq) of NaN 3 were charged in a Young's ampule in an Ar box and toluene and THF was added to the solids (ca. 2:1 v/v 10 mL total) at RT and the reaction mixture was stirred overnight. Volatiles were removed in vacuum to leave a brown-red residue that was extracted in warm (almost boiling) Et 2 O filtered hot (3x5 mL) followed by extraction and filtration of the remainding residue with hot toluene (not boiling) (ca 5 mL). Upon standing at RT the filtrate starts depositing crystals. The volume was slowly reduced to ca. 5 mL and refrigerated at -45 ºC overnight to complete crystallisation. The crystals were isolated by filtration cold -45 ºC and washed with cold (-45 ºC) nC 5 and dried in vacuum to yield the title compound. A second crop (ca 10-20 mg) was isolated by refrigeration (-45 ºC) of the combined wash and mother-liquor but was not as pure as the first one. Crystals suitable for X-ray diffraction were grown by slow evaporation of a saturated solution of (9) (10/10') : This was prepared as in the case of (9) from 400 mg (0.576 mmol) of (2) and 20 mg (0.53 mol eq) of NaN 3 and after removal of the toluene/THF reaction solvent mixture, the brown residue was extracted in Et2O in an Ar glovebox, filtered (through a filter pipette) into a 20 mL scintillation vial (3x5 mL) and the brown residue left on the filter paper was dissolved in the minimum amount of THF (ca. 2 mL) and combined with the Et 2 O extract leaving behind an off-grey residue which was discarded. The combined THF/Et 2 O extract was reduced slowly in volume at RT using an Ar stream (ca 2-3 mL) until crystalline material started depositing. It was refrigerated overnight (-35 ºC) before the crystals were carefully separated from the mother-liquor using a drown-out pipette, washed with nC 5 and dried in vacuum to yield (10') as a brown crystalline powder. A second crop can be isolated by slow evaporation followed by refrigeration of the combined nC 5 wash and supernatant. X-ray quality crystals of (10) can be isolated by refrigeration of a saturated solution (ca 1 mL) of (10') in Et 2 O with a 1-2 drops of THF. 
Synthesis of [U{η 8 -C 8 H 6 (1,4-Si i Pr 3 ) 2 }(η 5 -Cp * ) O] -[K(18-crown-6)] + (11):
An ampule was charged with 192 mg (0.238 mmol) of (3) and 63 mg of 18-crown-6 (1 mol eq) and nC 5 (ca. 10 mL) followed by Et 2 O (ca. 2 mL) was added to the solids with vigorous stirring. To this solution were added via pipette 2.2 g (1.2 mol eq) of K/Hg (0.5% w/w) and after a few minutes a pink-red solid formed. The reaction mixture was stirred for another 2 hrs at RT before it was filtered and the solids were washed once with nC 5 . To this residue was added toluene (5-10 mL) and was gently heated my means of a heat-gun until (with the aid of stirring) all the pink-red residue had produced a deep red solution with insoluble Hg at the bottom. It was filtered while hot and the filtrate was slowly reduced in vacuum to produce deep red rods of the title compound that were also suitable for single crystal XRD studies. They were isolated by careful decantation of the mother-liquor and washed once with toluene (ca. 1 mL), then nC 5 (2 pipettefulls) and finally Et 2 O (1 pipette full) before drying in vacuum. Yield: 150 mg (52.3% 
SQUID MAGNETOMETRY:
Magnetic measurements of polycrystalline (10') were carried out using a Quantum Design MPMS-5 SQUID magnetometer at 0.1 Tesla in the range 2 -300 K, and for (9) and (3) using a Quantum Design MPMS-XL SQUID magnetometer at 0.1 Tesla in the range 5 -300 K. The accurately weighed samples (20 -40 mg) were placed into a gelatine capsule and then loaded into a nonmagnetic plastic straw before being lowered into the cryostat. Values of the magnetic susceptibility were corrected for the underlying diamagnetic increment by using tabulated Pascal's constants, viii and the effect of the blank sample holders (gelatin capsule/straw). 
Cyclic Voltametry:
Cyclic Voltametry studies were performed in an Ar glovebox using a BASi-Epsilon potentiostat under computer control. IR drop was compensated using the feedback method. CV experiments were performed using the three electrode method with glassy carbon disk (7.0 mm 2 ) as the working electrode, Pt wire as the counter electrode and Ag wire as the pseudoreference electrode. Sample solutions were prepared by dissolving the appropriate supporting electrolyte in 1mL of solvent followed by addition of the analyte to give a concentration of ca 5mM. The reported half potential are referenced to Fc 0/+ redox couple, which was measured by adding ferrocene (ca 1mg) to the sample solution. In the case of (10') no processes could be observed using THF and either [N( n Bu) 4 ][B(C 6 F 5 ) 4 ] or [N( n Bu) 4 ]PF 6 as the supporting electrolyte or by using Au or Pt as the working electrode. When CH 3 CN (dried over CaH 2 under an Ar, distilled and kept over activated 3 Å molecular sieves) employed as a solvent and [N( n Bu) 4 ]PF 6 as electrolyte we managed to observe current responses upon scanning voltages over the solvent window. It has to be noted though that (10') reacts slowly with CH 3 CN (t 1/2 of approximately 3 hours) and as a result the experiment must be performed as quickly as possible. The product of this reaction is currently under investigation. In the case of (1) 
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As can be seen from Figure SI9 another reversible process at ca -1.8 V is present that disappears when a smaller window is scanned. We tentatively assign this process to an electrochemically generated species. More in depth analysis was not possible due to the instability of (10') in MeCN. Figure SI11 : Overlaid CV scans of (1) Figure SI12 : Determination of peak potentials and currents for 3.
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Figure SI13: Determination of peak potentials and currents for 9. UV-Visible Spectroscopy: For (3) two absorptions at 392 nm (ε max = 3515.7 cm -1 .M -1 ) and 463 nm (ε max = 2270.4 cm -1 .M -1 ); for (9) two absorptions at 388 nm (ε max = 2455.7 cm -1 .M -1 ) and 478 nm (ε max = 2193.4 cm -1 .M -1 ); for (10) no discernible absorptions could be detected in the region scanned before the onset of the LMCT band. In the range of 210-300 nm all complexes exhibited strong absorptions attributed to LMCT bands, resulting in saturation of the detector even in very low concentrations (2-5 mM). Figure SI15 : UV-VIS Spectra of (3), (9) and (10)
23 Na NMR Spectra :
23 Na NMR, THF Figure SI16 : 23 Na NMR Spectrum of (9)
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Figure SI17: 23 Na NMR Spectrum of (10) X-ray crystallography: Datasets for all complexes herein were collected using an Agilent Gemini Ultra diffractometer with an Enhance (Mo Kα) (for (3), (4) and (11)) or an Enhance Ultra source (Cu Kα) (for (7), (9) and (10)) source, equipped with an Eos CCD area detector and an Oxford Cryosystems low-temperature device (173 K), operating in ω scanning mode with ψ and ω scans to fill the Ewald sphere. Control, integration and absorption correction were handled by the CrysAlis Pro software. The crystals were mounted on MiTiGen loops, from dried vacuum oil kept over 4Å in a MBraun glovebox under Ar. All solutions and refinements were performed using the WinGX package and all software packages within. All non-hydrogen atoms were refined using anisotropic thermal parameters, and hydrogens were added using a riding model. Crystal structure, data collection and refinement details are given Table SI1 . CCDC numbers1449997-1450002 for compounds (3), (4), (7), (9), (10), and (11) 
